(i9) #wtommGm®tM 

(43)BI5ftBRB 
2004 £8 B (08.04.2004) 




PCT 



iiii ii i! 1 1 ii ii ii nun mi ii in ii in 

(10) BHB«H«* 
WO 2004/029033 Al 



(si) mmmftW: 

7/46, CUB 9/00, A23L 1/226, 2/00 



C07D 309/30, A61K 



(21) HtgfflJiig^: 

(22) IBSdJSiB: 

(25) tmrnmon 

(26) mte'&mowi 



PCT/JP2003/012341 
2003 *P9 E26 B (26.09.2003) 



(30) ®5fe*tx-*: 

$#J®2002-282675 2002 ^9 £ 27 B (27.09.2002) JP 
*#ES 2002-308952 

2002 *10 M23 B (23.10.2002) JP 
<f#il2003-323125 2003 *f 9 £ 16 0 (1 6.09.2003) JP 

(71) UBA(*B$lft<£T0«SniCOlxT):«Itt 
5t£tt (KAO CORPORATION) [JP/JP]; T 103-8210 X 

B*^^ifBT-Ti 1 4§1 O-^ Tokyo 

(JP). 

(72) J6W%;i3cfctf 

(75) IB9l#/UliA f*BICOl*T<D*;: ffl+ft* 
(TANAKA^akuya) [JP/JP]; =r 640-8580 ft » UU ii 

ft Wakayama (JP). fa H ft £ (FUKUDA,Kazuyuki) 
[JP/JP]; t 131-8501 MM® & 2-\ -3 

7£i**5Ee#*lflf35Rfrrt Tokyo (JP). « H A £ 
(ASADA,Takahiro) [JP/JP]; t 640-8580 ft^tUil ft 



Wakayama (JP). 
(74) ttSA: SiBB 3£fg (HOSODA,Yoshinori); T540-6591 

*KJfr*KTfi **£:*:*lfi-Tg 7 #3 i^omm 

(JP). 

(81) Jg£g flirt;: AE, AG, AL, AM, AT, AU, AZ, BA, BB, 
BG, BR, BY, BZ, CA, CH, CN, CO, CR, CU, CZ, DE, DK, 
DM, DZ, EC, EE, EG, ES, FI, GB, GD, GE, Gil, GM, 1IR, 
HU, ID, IL, IN, IS, KE, KG, KR, KZ, LC, LK, LR, LS, LT, 
LU, LV, MA, MD, MG, MK, MN, MW, MX, MZ, NI, NO, 
NZ, OM, PG, PH, PL, PT, RO, RU, SC, SD, SE, SG, SK, 
SL, SY, TJ, TM, TN, TR, TT, TZ, UA, UG, US, UZ, VC, 
VN, YU, ZA, ZM, ZW. 

(84) Jt^B ARIPO ftjft (GH, GM, KE, LS, M W, MZ, 

SD, SL, SZ, TZ, UG, ZM, ZW), 2~7V7^ (AM, 
AZ, BY, KG, KZ, MD, RU, TJ, TM), 3 — □ V /<&Pt 
(AT, BE, BG, CH, CY, CZ, DE, DK, EE, ES, FI, FR, GB, 
GR, HU, IE, IT, LU, MC, NL, PT, RO, SE, ST, SK, TR), 
OAPI *#|^ (BF, BJ, CF, CG, CI, CM, GA, GN, GQ, GW, 
ML, MR, NE, SN, TD, TG). 



(54) Title: VALEROLACTONE COMPOUNDS AND PERFUME COMPOSITION 
(54) %BMO%ft: AXsU^I h>fc£fcXtf*»«AM* 



© 

OS 




(I) 




^ (57) Abstract: A valcrolactonc compound represented by the formula (I): (I) (wherein R 1 and R 2 each independently represents 
{S| hydrogen, methyl, or ethyl; R 3 represents hydrogen or methyl; and R 4 represents propyl, 1-propenyl, or phenyl; provided that not 

Oboth of R 1 and R 2 are hydrogen); the valerolactone compound represented by the formula (II): (II) and a process for producing that 
compound; and a perfume composition containing any of the valerolactone compounds. 
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;l/vn >K^xf-;U52.26g(0.300mol)Xti { 20«^ M -!? Ax Kx*y 
&$2. 35mL(0. 006mol)*JlD^ 90T!"ei2*IBglS3 fc 0 pH6. 86©8«ft£ijH*. 
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flT*30£!I#U 'azftmbtzo ym&mM) 4.80g(0.03mol)£^ 

trlfeKf - F7tFo77 >(12. 5mL)&«£50#ISfr#TttT U *©&gfi*-C 

mu aa-cio«'iBHi»*(fofc, ©awttKttsBitt^Tv^-^ATKStto 

OmD&tfO. lNi&8(40nL)#JlI*.fco E£8«£$>xf7l/X--r*'T? 3 HlffttB U 

o /Co i£J££$c£l&* Ufi^flcttS. 20g £f#/c 0 ^ »J * y 5 A ? o v h ^5 

(^Hf"7 :ft»xf-*=8:2 (gfijfc) ) KJ;*K ffS5!£?TV\ 
tt(5) 122. Omg ^ff/Co 
(5) mfelkfcm 

lOOmL t©4oD77^3^ 588. 7mg(0. 527mmol\ ^*7 x 7 -;U29. Omg 
(0. 264mmol) .2,2'- tfXT TV 7 7*f- a - h >J ;H3. 0rag(0. 079mmol) &CF 
^>-t?>a5mL)£illl£, 80°CTKl££tf/£ o 2IIM^\ 2, 2' - 
T TV 7 7*f - ax h »j MS. Omg(0. 079nunol) Uc 0 2 B#P H 1£)££ 

-frfc^ T TV 7 yf-^x h tj ;H3. 0mg(0. 079mmol) U 2 B#P H 1&£ 

4- (^+-^7 : Bfc»xf7l,=8:2 (^Sifc))C<k *)*«*tfV\ §6^3(6)30. 2m 

g *ff /Co 

^K&#J2 C£— xf-;l/- r — /. ^^-r—l -foK—jW^n?? h 
) 
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(1) t;U# 'J 

lOOmL &©4 op yyznftiz, 2 -'Of — h 'J ;U20. 60g(0. 254mol)^ J? 
;U v o ym i> t f 71/41. 30g(0. 283mol)£t>'28% ^HJ7A^h*;yF7^y-7l/ 
&$2. 60mL(0. 127mol)£jtox.. 130 °CT*7 B#|g£f££-£*:o pH6. 86©iff®?j££K 
)S^(Cjnx.T4 l fDb, M&£7jct;iT&&£m\ fi£fi£#l(7) 36. Og 

O 

(2) j§tg, JD7.k#8?&OT{fc£iS 

500mL |04oP77X3|^i:, J»x h 5 k Fo 7? ^(lOOmL) £finx.> fll 
#U ^•e7jc^fb.t^^'Jf-7A3.52g(0.162inol) ^Jin^fco 
'CC&SPU lOtf^tfTfe^tltt) WU:o (C#i&U 
30°C-C3MSC5LfCo SK0 0 C(^*PblO%»(65mL)^^o< QbffiTLfc 
t&MOpH^ 2 t L/co ^S*-e#fiU Tkifcfb-t- h •) 7A7j<&& (7jcg?fb^ h 
U 7/,20.0g „ m©7jc80nL) »o < K) kMz.tz 0 

h y t K n 7 5 >££Ed&^ b fife* U C OfiS"C2. 5 WKfc^fT o fc 0 KJtE 

£iH;iTpH£ 2 t U tt»xf-;|/T 6 EFfflffifcfTK fc*S££fr-itTRIfc-J- h 
•J^AT'^^tTo^o »a*«EKf*b, fe£&$(9)25. 13g £#fc 0 

^ms-amos) i2.85g*^ c 

(3) WtitKlfc 

ILiFO 4 op 7 5X31^1^ ftfeTK^fb^f U>(400mL) „ 12.85g(0.075mol)© 
9 e >J~V A ^ 7 o / J h28. 07g(0. 075mol)^Jnx.T^T'17 

7. 17g £#/c 0 
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(4) wittig Sc£ 

lOOmL 4 op 7 yX^ftlz, flfokf- h 7 1 Kn 7 5 7(30raL)2fct>*x^;l/ h 
ij7x^tXt^7'a; K6. 54g(0. 018moO £ta£T£flT£#£?r-»fco 0. 
94M 7i-;t/'Jf>^A h;l/xyC/^n^+J->^18.7raL(0.018mol)^i[lx.Tg 
ST?30#tg#U *©&~50 "CC^L/io *ffl£j£ftao)£3.00g(0.018iDOl) 

HSU g&T10#ra#£*To/c 0 StB»ffilc«am^bT>*-^A7K»«[(l 
OmD&tfO. lNEK(4ftnL)£;bn*.fco ^xt^x-t^T' 3 UfiS 

h U *A7jc&jffi&C>'pH6.86©$©&T'*ft-e*a 1 

/Co «£$J±l&ife b6t£j». 20g £*#/c 0 ^>JW*7A^Dvfr77 

(^*1J-7 :B*@&xt^=9:1 (gfiit) ) C«fc t)ft8!£m\ *®l£f&m 
1)240. Oing £#/c 0 

(5) ITObSffc 

lOOmL t04oP77X3F f 3f:^ 100. 0mg(0. 55Qmnol)©*ll|&j#Biai) % 
7 x y -^30. 2rag(0. 274mmol) > 2 , 2 * - b"X7 TV 77f a- h 'J ;H3. 5mg 
(0. 083mmol) Stf^-tf 7(17mL)£fiU;L 80°CT£££&-£/c o 2 NrWKJfrfcfr^ 
. 2, 2* -t"XT7*>T77*f-a-hiJ;H3.5iiig(0.083niinol) *HRS§tW U/c 0 
MK2 ^HStEm. T 7>T 7 h 'J ;H3. 5mg(0. 083ramol) U 

2 l*|ffl»SlE*lf Jt t /Co &«£&£EI£i: U teflc'»* -> 'JWHA^d 
V^/77-f- (Mrlt 7 : 11^x3^=8:2 (gfijfc) ) K J: ») fllS*tf t \ B 
6*1^(12)50. 7fflg£8fc 0 

«#J3 (ff-yfyl/-^-x^- 7 ->fi- 7 -7xc;Ml/n77 h7 
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1)Ph 



x 



CHO 




O 




CHO 



KOMe 



2) HCI 



13 



lOOmL ^04oP77^3|^{: N 2-/ ! f-)l- 2 -^>f"*— ;U3. 92g(0. 040m 
ol) , 2-7x^o/<t- ;M0.74g(0.080inol)£0^7ky*y-M20mL)£ 
SDX.> 35 e CT'5^ft^ffo/c 0 *»J*Ay h*->K2.81g(0.040mol) £5® 
£«4WU 30^ra^Jj-T»U^ o Kl£»tt*60 , CKlHBl/18.5NFBI!l»*(fo 

86©*g»Tift&U W$&^£i&EI&£Lffi£j&®J3.22g £f#/co ^'JtWI> 
^5A^nvh^7 7^ - :ft»xf-;b=l:l (&fiJt)) fc J: i)tt$££ 

m\ Bft$l(13)1.32g £#fc c 

M 1 Ca-yf^-r-^f^-r-i -ya-^x^l/n^ ? bXZ^H-NMR 
(400MHz)f- + - h^-To M2{Za-/^)l-7— *f\fc-7 — 1 -^d^ 

-T-^f-A'-r-l -7d^-^1/D7^ h>CD , H-NMR(400MHz)5 L + - 
^t*o 04 CyS— if^-r- yf-;b-r— l -^^^07^ h 
WKx^? h;KIR)©f- + - h^-To B5iia— yf-^-jS-x^-r — 
^;hr-7x-^l/D7^ h>© , H-NMR(400MHz)^i-- h^-To 
a— ^ ^;i/-y8-xf-^-r— ^f-^-r— 7xx;u/<ua^^ h yofcftWR 
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. i8%7mit*> * A*»jfto. 48 gsav * y -;n4. 02g*m^ m-c 5 #m 

mWZftifco l^fcMi; 7n'V-M2.57g£l#|igfrtiX$TLfco 

OmL CJ:»)*RU r;H£&£U *®irt&»£;ta;LTpH£ 2 i b 

„ S?x^;lx-x;H00mL T'2IUAm^o/Co #£ftfc*r$JI££fcrti\ £j$ 
*«ES*U ^'J^yM^is^nvh^^^- :ftttxf-;U=4 
:1 (^fiJt))C«kt)mSU a-^f^-^-x^- r ->^- r - i --7° 

fOWH-NMRX^? Mt>K£o*OISSnfc (I3 7&tf08#!i) o 

«#<&RtfS0m£)R9ttttfclOO mL&© 4 op 7 5X3 fid. 2-^;t/- 
2 >f *-*7. 85g StflBfaM 9 J -*22mL£fin>U ^ST 5 OTmft^fT 

6HK^of;, *©&. *A2.24g £&8l£-£fcJlfc7M *? J - 

;U20mL»x.. RlS»fflc*45nr#fiU 17B# fflmftZft ~?tz 0 

&<l#bftfc£)£&?!££^tc&iPU TKlOOmL fci;xf-^x— f;H00mL f~ 
J:0*«U x-x;H«*U *IS**S»"CpH* 2 t U 
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A,-6-'<\su?i? h >I.20g £f#fc (Wl5%) 0 

pa h>©3^i»u^? h;KiR)sc; , H-NMR©S!i^^'en^n0 7S 

OT8(C^ 0 #*>\ 'H-NMRIi, /<»JT> (Varian) ttfi, 400MHz NMR£ffl^T 
SH£Lfc 0 h;KIR)(i. (») lil^E a* : ft- I 

R £ffi^TM£Uc 0 

<5-^bn^? h>0liM*ba-h; h Ktfc». HP-5973 

(m/z) :196(M + ) % 166(M + -CH 2 0) 

mt&mG Car— /f-Jlz-fl-J-f-Jl-r— /f-As-r— 7° W\t-6-'<l/ay 

loomL moikmmmy^^pttu mBvn^titca-/^)i-&-j.^ji 

-r-tffr-r-l -7a<<-)l,-8-'<l'a?>7 h>0.77g , 5%Pd/C0.1 
Og&^x^y-^iOmL^jDU SITO. 33HPa(#*0E3. 36kg/cm 2) -eiBffg 

d^-5-a'1/D7^ )>>0.70g £#fc 0 

r-^^-r-^Dtvi/-d-/<i/D7^ hvo'H-NMRSa^fMx^^ h 

^©PUD 
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t>y;^»; KOS^tnf^if tlT2-^f^-4 - (2, 2, 3 
- M tm- Z-y^uKy^y- i - j)V) - 2 -y'f-y- 1 -ir-h CTE 

B, CRCfDOKittJ-C-tn-enSttlWcttAi > B, . C, RtfD, £MSgb 
> #*4E^ifc|5!o a DtbT, #P^^5-(CJ:0> ^©Jt©SFffi£firofc 0 -£© 
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99. 5 


O. 5 


^*4D 


99.. 0 
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2 -X-^Jl- 4 - (2, 2, 3- hUy^;l/-3-i/^D^>x>- 1 --OU 

) -2-7*x>- 1 - t-fr&mi \z7pt-y-yyjwy F©§o£?rr 
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<!¥«&3I> 

3-^^;U-5- (2, 2, 3-HJ/f;h3-^^D/<>f>-l-^;b 

> ^lCia^b^§*4D©Mfilt-e§»^D, £f3§SU #*4E£j£i£ n D n £: 
UT^© Jtt&M£?T o /Co 

3-yf-;U-5- (2, 2, 3-h'jyf-^-3-^^a^>^>- i -^;t/ 

<mmi&W:> 

*\ 2-y^;U-4- (2, 2, 3-h';yf-^-3-^^n^>T->- 1 
;u) -7**y-;k 3. 3-i?^^;U-5- (2. 2, 3-h>jyf-;u-3-'> 

^mmt-tzwn-.jvjjyyjjiistn^irvy-jm; z, 7- : Jtm- 
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